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txmi m Qwr Hfftfeflunj and ihre Verpnodun* n* Hmi*lhm| voo Ppmhilno A, Epottatan B afcr <fero Dorivmum. 
Ei Ut btksmt 6>B die Nmrtoffe Epadukm A (R » H) u&d EpothUoa B (R * Methyl) 



Q,J* 




K.-H.CH, 

Ei beetond d*«r Aaf g*e, fs^cncM Bnidntflcke w iDem diaNnom .uutm beratatfeaen, am aeaea nca 
Epotfattoo A ind Epotbfloo B und dereoDenVuB 1 



9" 




wcna R l Wtoentoff. C^AIkyl. ode 
X OH, Htloftn, ~SOiFb. -SOrB oder 



4f 



Binder 
ntadcr 
uadn 



C^AJgodarC^ Puflucrifcyl u 



YOaBronuIod 
R>Wtamaffod*M*ayU 
R«aj»befeM9 ■ 

R'Ci-C*-AIkyl 
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C,^AJkylbedeuM|e™ikeaifiakrverz^ 

^Au1SSS& toSS L R> koomra z. B. p-MrttoxybeazyU 2,4-Diaethwybenxyl in Fr*ft. 
Hikmn bcdcuttt Fluot, Chkx, Brno Jod, wobei Brocs and Jod bcwnifl and. 

^^^^itotlkyi itad geadkcaige odor vorweigus voUstftodii fluoric*. AJkylnrne wie rum Beiipid OS, 
C2P5. CjF* CkPt iu 



U n « d^e*|« chcUliiieninpfthiicn Schuu«nippe R and R' «ind a^B^nd P-M^^™£ .« 
tbyMM. Tri-iiopropyl-ilyl (TIPS) odcr ndtm SUytoha. lowie Benzyl Tetnhydwpynnyl. Mrthotywahyl SBM, 10 
Bam L Aortylni^Sbm. Betiuai zwa Dcbadnsttkntehmde Alkohotfunlaioacn den Re* R 7 lis Schutt|nippc, 



R 1 0 2 C 



OH 




iharfBiuUt 



1 in dk Hemdlont bdipidtaft fllr R 1 [* Wtocntoff and X - OH 



wobd dk> AJkoholftmfaio- 



J5 



45 



SO 



S3 
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~*_._. MhimhYthtd (hi mm Alkobo* umraeut wtrd. Swan-Ondtnon (c) nam am Aloenya. <H Otoe Muifunf 

30 mm. n m ™"°^'."rT'i:Lii->,t,. — ^>~, .h mmnMaiMUt in ontn \taUtani wo 79 : :i s 



2, ^ButykSiacthylMlytother geechaut Art. Beide Sctaugnwcn Item wh f F 



Die uchfolcBodtt Bcitpiele <ta» der 
in 



rBrtoc 



itndti, 



*ade& outer Luft* 2S 



vxod iUt P— - in tbeotutea LOeea 

«o»a»licb.*- B io»-^»>^^ 



JJ!2?!^^SS*SSL TAS^idrtul. Ota eta* l: I N«™«VXtf«»4x ( i«™ 1 ttflowt 



wieHBUD(He»)vord«rVer»«i- 



1(1: 100:1) s* 

Die. . 
daebfiAtart, wdbtk eh 



bewfel rich am* Aifceldefcyd/ EUetei|/ 



■ , « l ' , W£S»nss , •- ,,, ■ l, 



rKifetmhdana 




l7(PIV): D« VtoiIl%Ttobbe<lra<eai i* ihriicb cegdndttcfc. wtf ■m 
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Ntarfahma and dlgrwnripc Amlytffc 
NMR-Spekiroikopie 

Di« l H NMR-Spektreo iwrim mil einen AC 230, AM 270 oder AMX 500 Spetarometer do Rrmi Broker mil den 
Subu«ienitouS*fa^^ 

kjI^erfolr^Angibedetbeobac^^ 
me (Nuclear Oertauier Effect) ▼sweodeL 

Zur Chertiorriiienaii der Signale werden folgeod* Abkflrrunim verradet: i (Smfuka), d (T 
dubfctt). ddd (6-Linieaiy«wi bd iwci gleicben Kap^mpiumxMiUa bm on tUnkosytcm bi 
KopphapkoMtamen), t (TOpkttX q (Qumett), quint (Quinwr). text (Sexten), tept (Scputt). m ( 
metes Mtttapka). br (bral) uod v (vottoctaei Simil). ^ 
Die ^ONS^Spetaw wtnton mit etneo AC 250 der Ftnna Brake? mil CDCH-Sipal bei 77,0 ppn» ill u 
- QbrotbeadattkoppeUi — l - 



HcmdJunpv or»dmft t 
Omtelluni von 4,4-Dimahyl-hex-5-«n-3-oo 




CtHuO 
M- 126.19 ftooi 
C76.1HH 11.2*012.7% 



1J C-NMK («L5 M*. CDOi* »j» W" " 
10- J3A 3ft*: 50* 113* l«* MM. 

1100 1; 1041 w, 1021 K 1002 BK 972 a; 919 K 123 w; 106 w, Ml m. 
MS (EL 70 eV, MTQ: ofe » 

CHmO:0<» 1*1 '«*"'> 
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BdsptflM 

Dmtdhint (+K2SHM(*-me^n>l^> ,n<t ^^ 2 ^^ prepmiure-mttbykaer 
Kfc ° iC V^OPMB 

! 

R2-PMB CuHuO« 
M- 231.21 ftail 
C65JSHM%OJ65% 

Zu 0.4, (10 mmdL 60*8. F«0 Ntatah^W in ^^1^^^ 



sulfoutam (kM. Mm$*) von ' c * a ** fll ** uu V^. ^^ t "jjjj^^n^^^^oto KMftUCdte tmdfcfae Print 



Die LBtant wM Otar NmH i — — - - . . «m«i«t 



R^Wert (Ho/EE- 3 : 1) • 036 
pn(romoUc); 

AMI* 7.24 (A. J - 1^ 10 Hi 2H. AM* 

%%»S5S£ MS-* ™> «• 

1175 •; 10» t; 1033 K 996 w, OS * 739 m 

231 [M*1; 137; 121; 109; 19; 17; 7t; 77; 63; 59. 
DRbMR («* - ♦ M (c - 149; CHCh) 

bar.: C63J3* 1*7.61* 

gek063.*»H:7.4» * 
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B«upiel2 
vco <**{2I0W(4-niatoypb^ 




R3-PMB C l2 H u O, 
210.27 gftnoi 
C 6SJ% H 1.6% 0 22.1% 

In I L ita. THP wcnko 12^4 g (53.01 ml) ^^^B 
^tomrfinr erwtemcn mIm— md bti am voltetedigep Utnmz wtimtruhrt. 

tarMttRn oh da IPG-ROnw Nic* mtam Irian*. 



RrWeA (Ha/EE» 3 : 1) • 043 

Fncrotviotatl); 

FOK^mi) 



<dOM«l.7.(l.*>Hi.XH.H-7). 

%SES»Z££™**** im-. m. w. .6.3* .sn,* .*J« i«« 

1174 nu 1090 •; 1036 S20 737 « 

MS(EI,70«V,4<rC):mfc« - 
210 (Mis 137: Uli »09; 19; 71s 77; 53; 52; SL 

Dithi«lal?-*l6*epU6*3iCW * 

c,^i,<0i:(M.2iawr«r , )BA: 

bauC6aJ5*H:164«; 
faftGCUTftttMS*. 



R4-FMB CuHuQl 
1 M-20S.23|*noi 
C6M%H7J%O23.0% 



i 
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lac 



deo 5.1 mL (58 mmoQ Oulylcfakrid ia 80 mL ate. 



i mcamn aoBMw rawi j - » mi* w »"'■■ / » — — ~- 

Kua waika 9.26 (131 .75 mmol) mL DMSO rufe«rf» 15 mm uck- 



CH^Cli and «af -7rC i 

'*7WUynM werico H 075 1 (52»7 mmol) R3-PMB in 40 mL ate. CHjQi zsgefabea, 30 can M ^8*^JrVwotei di* 



Rr*tat<H«/EE« 3:1) -0.41 
FlKiotviotott); 
FV(spomaa orange) 



i",*^ ( ^ ^JSlffi? ^t^/i^VTS. 5i 1^ to 1H. H-2); 3^0 (dd. J . 9.4. 5.3 Hx, 1H, H-4>; 3.66 Cdd, 

9.71 (d.J« 1.5 H*1H.H-1>. a 

'^.NX!R(62JMHx,CDCh):5inptnn- 

10.6; 46.6; 55.1; 69.7; 72.8; 113.7; 129.1; 129.9; 159.1; 203.8, 

KK1S"mr2858 m; 2838 »; 2724 ^, 1724, 1612 m; 1586 •; 1514,* 1463 m; 1360 w. 1302 m; 1248 is 
v* 1174 m; 1095 m 1035 c 966 w. 930 jr. 820 m; 757 m 

C, a H 1 A:(M-20•.l|•mo^ , ) 



'-ea.5H»«J(25, 

5-QO 



3R, *SM3-Hy«my-1^4-me«hcxypb^^ 




R5-1-PMB C^feA 

M> 334.45 stool 
C71.I%H9.0%019.1% 



R5-2-PMB C»H)t04 

M- 334.45 tW 
C7i.l%H 9.0% 019.1% 

ba -20"C laasma 106.4 mL (1694 moot) d- 



(-109 J 



aaol n 23 . 14 f R3-PMB). friOrt m tnrm d*™, 




Stufa (pfltem 8V Wt-Uufcwcmtrf). 



V«fal v» K5-1JMB Ota/SB- 3 : 1 • 0.44 P D (btamw) 
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IndneoiMOtnL-Dn 



neter wwden 3 .1 mL (5$ mmol) Oxalytcbkrid ia 80 mL tte. 
9J26 (131 .75 and) mL DMSO ngefabm tad 15 ate Back- 



CHjO, vagal* mm nf -7rC abgeWULNm 
Se SLm iwrio 11 075 « (52,7 mmol) R>P!^ in 

^*5cwa^200m^ 

uad^K^SS^omo^ PhaMwinlOber Magmumsulfat focrocknei, filaiat und dmatat Dor vwbla- 
bcnde Rjmakfeayd9J55 g (87.1% Alabama) wtrd arfgnmd der Rjcemoiiierangigefahr to gkfcfa water umgacui 10 

Rr Wen (Hex/E£» 3 : 1) • 0.41 
F IKrotvioktt); 

F V (tpaotaa orange) (J 

9.71(4 J -lJHx.iaH-1). ^ 

, H:NMR(62^MHx.CDa J ):8iiippm- 

10.6; 46.6; 55.1; 69.7; 72.8; 113.7; 129.1; 129.9; 159.1; 203.8. 

^ ^3 «l£"«*2S58 m; 2S38 m; 2724 w; 1724 r. 1612 m; 1586 w. 1314 n; 1463 m; 1360 w. 1302 m; 1241 is 
v« 1174 m; 1095 •; 1035 « 966 w; 930 w. 820 a; 757 m 

MS(EL70eV,2OrO:m/e» 

201 [M 4 ]; 152; 137; 133; 121; 109; 91; 86; S4; 78; 77; 65; 63; 51. ^ 
CiiH^tM-migmoT 1 ) 

BaiapaM 

»»3S,4«H3-H»IW U 
3R. 4SHJ-HydW-t^*-««toW^ 




RM-PMB C^HmOi 

M- 334.45 |W 
C7t.l%H 9.0% 019.1% 



R5-24MB (^Ai04 

M- 334.45 ffenol 
C 71.1% H 9.0% 019.1% 



%rwJ - v -^ t i^«r™,«t- w J 106.4 mL(169.6 mmol) ai- 

RrWMmM-t -PMBOtofflB.1: 1 - <M« PHI <«■*■»> 



(0 1999 Copyright Derwenl Information Ltd. 



DE 197 26 627 A 1 

1ft 2-H); 3.15 (qi J ■ 7 A 2.4 Hz, 1H. 4-H); 3.43 (dd. J ■ 9.0. 6.4 Hi 1H, l*Hfc 3.51 (m. 1ft lb-H* 3,52 (* 1H. 3- 
OH*3.59«kU«91 i 4,OHi > ia 3-10; 3.M (•, 3H. OCHjfc 4.44 (dd, J ■ 16A 11.6 Hx, 2H, OCHiAit, 520 (d. J ■ 
171 Hx, ia Sft-HX 5 JO (d, J » 10.S Hx, 1ft Sb-H); 5.88 (dd. J « 17 J, 10.6 Hx, 1 ft 7-H); 6.88 (me. 2ft OW; 715 
(mc,2ftOW 

l3 CNMR (62J MHf, CDOj): 8 in ppm - 

10.7; 14.1; 23*231; 36.1; 41.0; 51 A 35.1; 72.4; 72.8; 73J; 113.7; 115.1; 129.1; 130.5; 141.4; 159.0; 218-5. 
IR (KBr-FUm): v in cm -1 ■ 

3497 br, 2971 1; 2935 1; 2876 m; 1692 1; 1633 m; 1613 m; 1586 w. 1514 vr. 1463 m; 1414 w; 1378 w; 1363 w; 1302 mi 
1248 v»; 1173 m; 1087 s; 1036 f ; 1010 nu 992 nu 981 n; 923 w; 824 ra; 756 w. 

MS(H.70cV.8<rC):in/e« 

334 IM*1: 316 (M-HiOfc 287; 241; 227; 213; 208; 207; 197; 190; 175; 149; 137; 121; 69. 
DrehwcR [off - -141 (e- 0.675; CHClj) 

CjoHjoO*: (M - 3341| • «r») EA: 

ber.:C 71.82% ft 9.04% 
gef:C: 71.82% K 8.95* 



„ f too (2R. 2-(2S. 4S. 5S)M4.40im^l-2W4.mfiiboiyph^ 
i und 12S, 2-{2S. 4ft. 5K)H(4.4-Dm^yU.pK4*iMah^^ 




RM-PMP (4A0O4 
M- 334.45 fteoft 
C71.l%H9.0%Ol9.i% 

la 250 nL OkOj ait ca. 3 g 
-15-CvwphgL 
N«w«d«UBfn6J| 



R6-2-PMP CsAo0 4 
M H 334 45 gtaol 

C71J%H 9.0% 019.1% 



8X3 g (2512 maol) R5-1-PMB be 




fear «x» oft Xinalfri b«Wck» bop G3-Prta» Hotel and dU Wn* 
Kbm Ntch hfcBM dM Sotvu Mi Rotiboorrmkmp&r ud chro- 



Zur Au£Mbaf wirddb 

^^■^^ > tf!^A^ 'l£^.lnl. a- 71 8 (86ft) 
S5Tna^io*U9|lB^^ 
. (b dMMrftfltt - * - ■ ' — 5 — — 
nag ffUftr Weft*. 




vco R3-PMB I 



053Pm( 



R r WtetfOi«6.l-PMB(HBVBB-3:l) 



{ri*<SaS*Ml «**.!• "A l0.7Hl.lR»-H):U6(«e.M.aUj!7J»(-e.ffl.aW 

J^SiiSSSA «T»*«* ass 10a* iim i»* Hi* i«* mm 
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tm 911.7 m; 8216 a 784.1 w, 665.2 w; 618.1 w. 
MS (El, 70 cV,*0: mfc » 

277; 263; 207; 196; 152; 137; 135; 127; 121; 83; 71; 69. 

Drehwtre [a% • +15 J (c- 134; CHOj) 

CaH^O*: (M- 332J f • moT') EA: 
bcr^C 72.26* H: 8.49% 
gef.: C: 72.02* H: 8.41% 

BeupMl6 

DamcUung wo [4R, 2<2S. 4S, 5S)M«-Di»^y W2«4-a*d^^ 




R7-1-PMT CiiHvOs jo 
M- 334.41 g/mol 
C6UHH7.8H023.9H 

In 100 mL CHiOVMiOH (1 : 1) 1 f (3 nunol) R6- t-PMP bd -71«C von**. Dto wird nabei 
nirt tf ^QhrnclinMite Dotted ctwga^ 

m biihw enteta Awb«uii otatttt wwtto. 

41 

(Hex/EE- 3:1)- 0J7 



J«X*L I - UA 4JH*ia»-H* WMH. -OjCHA* 6JS («. » OU 7JJ <■* 1H. CH_ 9* M 
-CHO). 

^Si^^i^m;.!* »* .310; I3M.1M»>. 

^^S^^^iS*^ ,«* »l; IS* .37; .3* 111; Uft* 77; 7.^.53. 



11 
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Bcupid7 

Dtfttfifltmi van [2*. 2(2S, 4S, 5S), 5SM5-Hy*wy-4><nmaUiyl-2W4^ 
yl]}oa-7<o-Xa ad [2ft, 2<2S, 4S. 5S), 5RM(*Hyc*iy<4Hiimai^^ 

oxa»4-yl]}oct-7-«a-3-an 




RB-l-PMP CsHmOs RS-2-PMP CbH u Oj 

M-37tJ0ftal M-371J0|toJ 
C69.I%H9.1%02U% C69J%H 9.1% 021.1% 

ly imapedsmbRnnMJi. vanatft, 30 aria bd -7TC vttfa^wA^)^^^^ammftnmtrmWmatP' 

lU ^^S^^batmkStM 9B m tuf -7VC Wankn 490 a* (1.465 aaaoQ 17-1 -PMPj attat in at— 
Ete oar Iniafatottnpaial Obey cinao Zakrann von 3 h bnpaa nuctropft. Aaj rt liifc n d wnd tnf Wmm\t m^n mr 
«nrt™ SiMnAteittiBfalkncn Saint ±toTte^fr\J*mim*jaMtoo*nr^*di*^ 

Utvamw^baiRTabafKachiW/^iartl*. 

Bai YoUattaHgaa Umaali (DC-Iflom»Da) «M jo. i ■ 
HiniaicflWdto aiPBri^ 

trockna^ Ciriart d- ***^ ^3-1 to/EfcVKkaclgtUiah en w ' -j iH 1 * 111 ^ M« * **** 1 

^^^rl^aiachtSl ; WR^^^ddmnifo^pr*^^ 

SS J 1 il ML ^M(aV I. » wEUm - 11.21* ia «-H): 3.73 (*LI - 10.0. 

i^ffi^^™ ^ IlA 72*75.4; OA 100* 1134; 117* 127.1; 130* 135* 159.7; 
216.1 

VttS&Wmn 1*1 < 1^5^ 1391 a; 1369 «; 1303 « 1230n; 

1172b; 1126a; 1110«; 1077k !0Hn;992a;914w;l74anl29a:7t4m 

™ S^S;^" 305; 279; 27T. 244; 243; 207 ; 170; 165; 137; 136; 135; 123; 91; 71. 

CaHaO* <M» 376J5 jr -oT BA: 
bac:C 70.115* It U7» 

itC£Q6«.mttaM 
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BcufWI 




RS-US1 CaK4iOsSi 
M- 490.73 gtool 
C 61 J% H 9.4% 0 16.3% Si 5.7% 

B* -arc wotko » 100 mL^ CH,^ 1.94 g ("^ ^> 

7nr Arfifaafi wgd mtt «tw» pt, MUQ-Ut. and BiMwrnm** fc 
oriiiSioSS ft* NlUa-U|.W« < ru a dB«. 

i(»99*)RH-Sl 



vottlagt. mk 14 mL 2,6-Luudin (4 eq) und 
^pbrochw, «• PtaMn fBtntau (fit 




BlO: 1 



' H-NMR (250 MHx, CDCW ^^l^^tE? y^, . qj, (t , 9H , -C(CHjh)i U4 3H, 4* 
OiCHArX 311 <»' 1H, 7-HX 6.14 (mc 2a OUJ; 7JS <«*, 2H. QW 

»* » 3 * n6:2; 127:21 l3a * l36A ,597: 

2U.d. 




49X72 |ftnot 
C65.t%H9.0HO19.5HSl5.7H 




to60«LOWVMtOH(»M)' 
-7fCbtoi 



M-WUM-TfC 



DitLMgwMM 
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6 TtipbeiytptUMphiiiUfunf is CHjOi im ObenctouB zugegebea uad die L0- 
. Die LOcasf wild ta Rotaiattivertam " 
L Bft wwdes 302 mt (99.7%) R9-1-31 c 

'H-NMROSOMHz. CDClj)vao R9-1-SI: 8 in ppm * 

0 02 (OH, Si-CHs); OS* (U 3H, Si-CHO; 0.82 (d. J - 6.6 Hz, 3H, 0.»5<i,9H.^(CH s ) 5 ); l.l3(d.J-6.9Hfc 

3H, 1.14(1. 3H. 4*-CH& 1.19 (i, 3H, 4b-CH,); 2.02 (me. 1H. 5*-H); 138 (ddd,J » 16.1, 3 J, 3.0 Hz. 1H. 2z-H); 

2 48 (dddj - 16,1. 4.7, 1.7 Hz, 1H. 2b- H); 3.27 (qlJ - 6.9, 3.0 Hz, 1H. 5-Hfc 3.49 (U J • 11.3 Hz, 1H.6«'-H); 3.75 (dd. J 
* 9.6 3.0 Hz. 1H. 4 H* 3.76 (z, 3H. OCH,* 4.07 (dd. J - 1 1 A 3.0 Hz. 1H. 6tf-H); 4.65 (t. J - 5 J Hz, 1R 3-H); 5 J9 (•, 

IH. -O^HAry, 6.83 (me, 2H. OW. 7 J3 (mc. 2R CU » (dd, J - 3.0 Hz. IH, CHO). 

"C*NMR( MHz. CDCH): 8 in ppa « 

II. 4; 114; 18.0; 18.9; 23.1; M.fcTl.l; 42.9; 48.8; 53.3; 55.1; 71.0; 717; 81.8; lOOA H3J; 127.1; 130.7; 159.6; 201 J; 
214J. 

IR(KBr-Hlm): v in cm"' ■ 

2957 r 2934 k 2856 s; 2723 w. 2253 w, 1726 vz; 1702 K 1613 m 1588 w. 1518 k 1463 •; 1390 r. 1361 m; 1303 n; 1251 
v« 1172 mVll59 w. 1125 m; 1099 « 1079 r. 1035 .; 1005 •; 980 m 938 w, 912 m; 836 v* 777 1; 673 w, 648 m 

MS(El7OeV f 240*C):m/e« 

493IM*); 433; 277; 263; 207; 171; 137; 129; 121; 83; 75; 73. 

Drehwert (al» - -1U (c= 0.78; CHCli) 

C w HaOiSi: (M* 4917 g • mor 1 ) EA: 
bet: C 63.82% H: 9.00% 
gofjC66J»%H:9.17% 

MTS^^^IS w 2856 K 1703 * 1640 w. 1616 m; 1588 w. 1518 K 1471 m 1462 K 1309 K 1360 mi 1302 a; 

491^33^363^^252; 227; 207; 199; 185; 157; 137; 135; 121; 91; 75; 73, 
Diebwert Wg* -4.1 (c» 0.613; CHOj) 

CttH4«O^I: (M- 490.7 1 • noT 1 ) EA: 
be.: C: 68.33% H: 9.48% 
gel: C: 6129% 1*9.34% 
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r 6ft. 2/25, 44, 35), 55V(4AOinz<hyi-34I(l.l-dim«by^^ 

a>iV5^^Wt>dfcMD^yn-*«»h^^^ 




R10-1-S1 CirHwOrSi 
Kf- 508.72 fjtaol 
C 63.7% H 17% O 210% SI 3 J% 
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c^..™niitaMilseihm»»I£iIBCwta*Slra 



? ?. ft T 1 ASn7« 1* KSSbSft UHoiTlH. S-HK 131 (dd. J • 16 J. 6.6 HI. 1H. 3*H) ; 14* (dd. I 
l '2f ifca»J^*«. «*• »*» 3«a I'-" Hfc 1ft 6.-H); 3.76 fc 3H. OCT,); 3.77 
MLU MM !£. Ut*S? *S (dd, J » 11.3, 4.7 He IH. 6WO; «7 (dd. J - 6.6. 3.6 Hi. IH. 3-H); SJ9 (1, 1H. - 
O^CHArt: 6.84 (nc. 2H. CH««); 734 (BC 2H, CW 

2141. 

s;776i;6S7w;670w. 

C w H4*OrSi: (M« 5W.7 g • rooT 1 ) EA: 
ber.: C: 63.75* H: 8.72* 
grf.:C: 63.63* H: 191* 



Vafeuxhmfn dcr lUfoadntt Fond I 



X OH, Hitog-. *SQfk. SOrB o*r 




Oodvl 



X OR KAlofffV -SO/k. SOrB odm 



IS 
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R 2 ind 

Binder Bedeonmg von Q-Q-AJkyi Oder Cj-CcPfcrthoiIkyl uod 
n in der Bedeunmg von 0 oder I 




wean 

YOH,Brom,Iod 
R 3 WH«toff Oder Makyl 

R 4 OM 

R J C,-CrAfl7i 
4. 



OR* 



R 1 WMMntoff. Ci-Cr Akyi odtr taijrl, 
R>W!u««offod*M«fc7l, 



R*C,-CrAlk»lb 
5. Dit>faMadaf dstamilV 



OPMB 

(TV) 



(V) 



7. DtoVnWnttwtdgPw^V! 
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PMP 

OH ~ ~ ' 




(VI) 



worin PMP lb p-Mahoxyptajl clrtt 
g. Die VotaxtaBj der Pocmd VH 

PMP 

OTBSO 0^0 

PMP fflr p-Mftboxypteayl uad TBS fOrtartButykfimetbytoUyl 
(Vm), 



PMP 

QTBS O 0^0 

A * 5 (vmx 

worin PMP Mr p-M*bwypta»yl indTBS ft* 52*£5!S!ni5? ,i ^ **" D ' 



H0 V 

(vmx 



oh -J^."Y^»" 



(DQ 00 



in own Sett* 1 
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(X) (IV) 

dor obaluot Aldehyd (X) nit dem ma littumdiitaprapyltmid und 2J-Diro«thyH-hcim-4-on crzaiften Liihio- 

mesotat oofCMttt wW at WBAinduag (IV) uad 

incincnScfariftS 

JMP 

(IV) (V) 



die Khndlro Attohotfunkrion <k* gfaaltenca Kctoni (TOtemonitm cat der primfcw AlVnhnlfanktinn ■!» Bn- 

zylidcaceul fcichflm («X die unnintk Mayfcnjppi mk Ozoo |«palu» wird und 

mdamSchritti 

0HC xW '* " 

00 CVi) 




dw«*atoAkh^(V)n*AIlyttm^ 
in on 



(vd cvm) 
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US 97-55533 19970813 

MO 97-US22381 19971203 
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H 

O 0 

R 3 *: OH 

R — Me 

V Me 



•n \ OH 
Rl R2 I 



AB Syntheses of epothllone A and B, desoxyepothilones A and B, and analogs 
(I) [R,Rl,R2 • independently H, (un) substituted linear or branched chain 
alkyl; R3 - CHY-CHX, H, linear or branched chain alkyl, Ph, 
2-methyl-l, 3-thiazolinyl, 2-, 3-, or 4 - f uranyl , 2-, 3-, or 4-pyridyl, 
imidazolyl, 2 -methyl- 1, 3-oxazolinyl, 3- or 6-indolyl; X • H, linear or 
branched chain alkyl, Ph, 2-methyl-l,3-thiazolinyl, 2-, 3-, or 4-furanyl, 
2-, 3-, or 4-pyridyl, iraidazolyl, 2 -methyl- 1, 3-oxazolinyl, 3- or 
6-indolyl; Y - H, linear or branched chain alkyl; z • 0, substituted NOH, 
substituted NNH2; n * 0-3] and their intermediates are described. 
Activities of novel compna. based on I and methods for the treatment of 
cancer and cancer which has developed a multidrug- resistant phenotype are 
presented. 

L39 ANSWER 8 OP 23 HCAPLOS COPYRIGHT 1999 ACS 
AN 1999:32076 HCAPLUS 
DN 130:81349 

TI Method for tha preparation and assembly of intermediate products in the 

production of epot nil ones 
PA Sobering A. -0., Germany 

PATENT NO. KIND DATE 

Pt Di i97a6«ar*^ ai 19901224 
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AB The prepn. of epbthilone intermediates I [Rl - H, Cl-6-alkyl, CH2Ph; X - 
OH, halogen, S02Ph, S02B, A; R2 • H, Me; N - Cl-4-alkyl, 

Cl-4-perfluoroalkyl; n - 0, I; R6 . S1R8R9R10, (un) substiutted benzyl; R7 ^ 



» chelating protective group], II (y . OH, Br, I; R3 - H, Me; R4 « 
chelating protective group, R5 - Cl-4-alkyl) , III, IV (pmb ■ 
CH2C6H40MO-4) , V <PMP « C6H40Me-4) , VI (R8 « CH:CH2, R9 - H; R3 - CHO, 
C02H, R9 - SiMe2CMe3), and (S) -3- (p-methoxybenzyloxy) -2- 
methylpropionaldehyde from Me ( s ) - 3 -hydroxy- 2 -methylpropionate are 
described. Thus, VI (rs - C02K, R9 » SiMe2CMe3) was prepd. from V via 
allylation with allylborane reagent - prepd. from BrMgCH2CH : CH2 and 
diisopinocampheylboron chloride - in Et20, sepn. of major diastereomer, 
silylation with Me3CMe2Si03SCF3 in CH2C12, ozonolysis, and oxidn. with 
NaC102 in aq. Me3C0H contg. NaH2P04 and 2 , 3 -dimethyl -2 -butene . 

L39 ANSWER 9 OF 23 HCAPLUS COPYRIGHT 1999 ACS 
AN 1998:804132 HCAPLUS 
DN 130:33009 

TI A method of treating cancer using an antineoplastic agent -prenyl -protein 
transferase inhibitor combination, and compound preparation 

PA Merck & Co., Inc., USA; Sloan-Kettering Institute for Cancer Research 
PATENT NO. KIND DATE 



PI WO 98S4966 Al 19981210 

AU 9877957 Al 19981221 

DS W: AL, AM, AU, AZ, BA, BB, BO, BR, BY, CA, CN, CU, CZ, EE, GE, GW, HU, 
ID, XL, IS, JP, KG, KR, KZ, LC, LX, LR, LT, LV, MD, MG, MX, MN, MX, 
NO, NZ, PL, RO, RU, SG, SI, SK, SL, TJ, TM, TR, TT, UA, US, UZ, VN, 
YU, AM, A2, BY, KG, KZ, MD, RU, TJ, TM 
RW: GH, GM, KB, LS, MW, SD, SZ,.UO, ZW, AT, BE, CH, CY, DB, DK, ES, FI, 
FR, GB, GR, IB, IT, LU, MC, NL, PT, SB, BF, BJ, CF, CG, CI, CM, GA, 
GN, ML, MR, NB, SN, TD, TO 
PRAI US 97-48736 19970605 
GB 98-1231 19980121 
WO 98-US8646 19980604 
AB Methods are provided for treating cancer using a combination of a compd. 
which is an antineoplastic agent and a compd. which is a in h ib itor of 
prenyl -protein transferase. The methods comprise administering to a 
manual, either sequentially in any order or simultaneously, amts. of 
.gtoreq.2 therapeutic agents selected from a compd. which is an 
antineoplastic agent and a compd. which is an inhibitor or prenyl -protein 
transferase. The invention also relates to methods of prepg. such compns. 

L39 ANSWER 10 OF 23 HCAPLUS COPYRIGHT 1999 ACS 
AN 1998:762086 HCAPLUS 
DN 129:343364 

TI Methods for preparation of epothilone derivatives 
PA Gesellschaft fuer Blot echnologi sche Forschung m.b.H. (GBF) , Germany 
PATENT NO. KH© 0AXI 



PI DB 19821954 Al 19981119 

PRAI DB 97-19720250 19970515 

AB Methods for prepn. of epothilone derivs. are characterized by: (a) 

proceeding from epothilones A, B, C or D, wherein the C(2)- and C(3) -atoms 
can be joined together through CH2CH(OH) or CH:CH and wherein one provides 
an (un)protected OH group at the reaulting bond at C(3) and C(7) ; (b) 
oxidn. at C(16) to form a Jceto group; <cl) exchanging the oxygen of the 
keto-group to a :CH2 group using Ph3P:CH2; and if necessary (dl) this :CH2 
group, with the help of the compd. RCH:CH2, is catalytically converted to 
a CHR group (R - aliph. reaidue, (un) substituted Ph. heterocycle, esp. a 
pharmaceutically active residue]; or <c2) for the bond between C(16) and 



